guanidinium tosylate (5-OTs): 1,2,3-Tris(2-phenylpropyl-1-iminyl)guanidinium chloride (4) (3.92 g, 8 .0 mmol) and dimethylaminoborane (2.27 g, 38.5 mmol) were placed in a reaction flask and dichloromethane (50 mL) was added. A large excess of p-toluenesulfonic acid (33.15 g, 192.5 mmol) dissolved in CH 2 Cl 2 and MeOH (3:1, 10 mL) was slowly added to the suspension (gas evolution) while stirring at room temperature. After 1.5 h a saturated solution of Na 2 CO 3 (30 mL) was added, and the mixture was stirred for another hour.
S4
The organic phase was separated, and the aqueous phase was extracted with CH 2 Cl 2 . The combined organic layers were dried over Na 2 SO 4 : C, 66.64; H, 7.35; N, 13.32; S 5.08; found: C, 66.83; H, 7.29; N, 13.51; S, 4.93. 1, 2, guanidinium chloride (5-Cl): 1,2,3-Tris(2-phenylpropyl-1-iminyl)guanidinium chloride (4) (0.502 g, 1.00 mmol) and dimethylaminoborane (0.282 g, 4.80 mmol) were placed in a reaction flask, and dichloromethane (20 mL) and hydrochloric acid (37 %, 7 mL) were added. The
S5
suspension was stirred at room temperature, until the gas evolution had ceased (90 min 1, 2, 
1,2,3-Tris(1-(2-phenylpropyl)-3-(4-bromophenyl)ureido)guanidinium tosylate (7e):
The reaction mixture 5-OTs and 6b in CH 2 Cl 2 was stirred at room temperature for 20 h. After work-up a white solid was obtained (0. 
1,2-Bis(benzylamino)-3-[1-benzyl-3-(4-methylbenzenesulfonylureido)]guanidine (9):
1,2,3-Tris(benzylamino)guanidinium chloride (3) (4.00 g, 9.75 mmol) was dissolved in anhydrous CHCl 3 (130 mL) under an argon atmosphere, and (4-methylbenzenesulfonyl) isocyanate (2.3 mL, 15.1 mmol), in anhydrous CHCl 3 (20 mL) was added slowly. The reaction solution, which gradually assumed a rose color, was stirred at room temperature for 66 h. To this opaque solution silica gel (5.0 g) was added, and the solvent was evaporated at reduced pressure. The adsorbed solid was placed on a silica gel column and was eluted several times with ethyl acetate (3  60 mL) to remove several byproducts (TLC control). Subsequent elution with methanol/chloroform (1:1) furnished a dark yellow fraction, the solvent mixture of which was evaporated and replaced by methanol (30 mL). 2, 5.12; N, 15.79; found: C, 65.45; H, 5.28; N, 2, 124.93, 126.05, 128.07, 128.30, 128.59, 128.98, 129.57, 130.75 (all CH Ar ); 135.88, 136.20, 138.74, 144.22, 146.35, 148.22 (all C Ar : C, 56.85; H, 3.95; N, 18.29; S, 10.47; found: C, 56.90; H, 4.09; N, 18.22, S, Source, Atlas CCD). Software for structure solution and refinement: SHELXS/L-97 [4, 5] ; molecule plots: ORTEP-3 [6, 7] .
Single crystals of 7a were obtained by crystallization from anhydrous acetonitrile.
They became opaque within ten seconds outside of the mother liquor. Therefore, they were immediately coated with a fluorinated oil (Fomblin ® YR-1800), a suitable crystal was chosen, mounted on the crystal holder of the diffractometer, and cooled to the temperature of the data collection.
In the structure refinement procedure, all hydrogen atom positions were allowed to refine freely, except for the hydrogen atoms of the three acetonitrile molecules, which were placed in geometrically calculated positions and treated as riding on the adjacent carbon atom.
Single crystals of 8 and 10b were obtained by diffusion of pentane from the vapor phase into solutions of the two compounds in ethyl acetate. Hydrogen atoms were included in the structure refinement procedure either in geometrically calculated positions or in positions taken from a F map (all N−H hydrogen atoms) and treated as riding on their bond neighbors. In the unit cell of 8, a region of residual electron density was observed, which most likely arose from highly disordered pentane molecules and could not be resolved. Its contribution to the reflection data set was removed using the SQUEEZE function of PLATON [8] ; this led to a residual electron density of 0.28 e Å -3 .
Further details are provided in 
